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Abstract 
[^18] 

7KlJxx7^J^^S}flgT'fe•:)r.c(D^Bg;^)^b 280 

deg C <D)^&Vf&mLfz 5mm ^^OmmO) 
^—Xi)< 20%iaTr*fey. t^-O 290 deg C Xf& 
ULtz 5mm )5^CDJ?!cff$tt:CD^— XA< 10%iaT 

Claims 

1] 

;tf'Jx7.^;u^Bg|cfcLNT.ca)^BI*Nb 280 
deg C (Di^fkVfSiBLtz 5mm m^O)fS.Bi^(D 
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BLtz 5mm W-^O^fSMWC^'^—XI^ 10%JaT 
T*fci>Ct^^ai:-r'67tf«Jxxx;uffi)!go 
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l,37g/cm' W±-e&*iff*« 1 XI* 2 fBK 
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[Address] 
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number 

(57) [Abstract] 

[Problems to be Solved by the Invention] 

It is to offer polyester resin which is superior in transparency, 
and dimensional stability on heating it can use profitably as or 
other container^ packaging material for food or beverage. 

[Means to Solve the Problems] 

antimony compound with polyester resin where main repeat 
unit which is produced as the catalyst is ethylene 
terephthalate, haze of molded article of 5 mm thickness which 
from this resin formed with temperature of 280 deg C being 
20% or less , haze of molded article of 5 mm thickness which 
at same time formed with 290 deg C isl0% or less and 
polyester resino which is made feature 



[Claim(s)] 
[Claim 1] 

haze of molded article of 5 mm thickness which from this 
resin formed with temperature of 280 deg C antimony 
compound as catalyst in polyester resin where themain repeat 
unit which is produced is ethylene terephthalate, being 20% or 
less , haze of molded article of 5 mm thickness which at same 
time formed with 290 deg C is 10% or less and polyester 
resino which is made feature 

[Claim 2] 

Aforementioned polyester resin is for hollow molded article 
and polyester resino which isstated in Claim 1 which is made 
feature 

[Claim 3] 

intrinsic viscosity 0.70 - 0.90 dl/g^ DEG amount which is 
copolymerized polyester resin, which is stated in Claim 1 or 
2 where 1.5 - 5.0 mole % and density of glycol component are 
1.37 g/cm' or more 
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7-bhT;U-TtK^ftA< lOppm l^T. 3 ft 
0.35 ttji%J^T-Cfc^l»*S 1-^3 f2 

Specification 

[^B^(DI$$Bl&iJiM] 

[0001] 
[0002] 

[fit^Oaffi] 

~KiyT*lcrpETj<!:fllS«^-r^)li-e<7)gtifc 

-|g|cccD<J:5^*:ffl^lc{*ffl*4x?^ PET 
i:LTxU:7^-;u^. x^u>y';zi-yu^S 

[0003] 

mmtLxmi^tzm^izit^x. ttbtifc pet 

CD;g^tIA<ffiffl^;f^rl^^);()^ igffi^c^f ;utx 
'^Aib^l^g^fiEffl-rst pet (0^7.i^t<m<t6i 

[0004] 

^mW- 6-279579 ^^i>$BTrli . T>^^>1b^ 



[Claim 4] 

acetaldehyde content polyester resino which is stated in 
Claim 1-3 where 10 ppm or less, cyclic trimer content 
areO.35 weight % or less 



[Description of the Invention] 
[0001] 

[Technological Field of Invention] 

As for this invention, it regards polyester resin which is used 
for bottle^ film, sheet or other molded article. 

Details are something regarding polyester resin which gives 
molded article, especially hollow molded article where 
transparency and dimensional stability on heating are 
superior. 

[0002] 

[Prior Art] 

polyester resin, especially polyethylene terephthalate 
(Below "PET " with it abbreviates simply. ) is adopted as for 
spread areremarkable ones that with transparency, 
mechanical strength, heat resistance, gas barrier property 
or other characteristic which is superior as material of 
carbonated beverage, juice, mineral water or other 
container and. 

PET which is used for this kind of application generally 
designates terephthalic acid, ethyleneglycol as starting 
material mainly, is produced making use of germanium 
compound, antimony compound, titanium compound 
andthese blend etc as condensation catalyst. 

[0003] 

In aforementioned catalyst, antimony catalyst case where PET 
for fiber and film is produced from fact that cost islow is used 
as catalyst. 

But, when germanium compound and titanium compound it 
uses as catalyst, comparing, the crystallization rate of PET 
which it acquires is quick, hollow molded article where the 
transparency is superior is obtained, it is very difficult . 

In order to solve these problem, germanium compound and 
this and blend of the titanium compound is used as 
condensation catalyst, but when expensive germanium 
compound is used, there is a deficiency that cost of PET 
becomes high. 

[0004] 

As method which solves this kind of problem, with for 
example Japan Unexamined Patent Publication Hei 6-279579 
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LA^Ud:A<b.C(D:^^£r'^#btlf- PET ANbO 
-^tz. m^W- 10-36495 -^-^ffilcli, E.MitT> 

LA>Ud:*<b. c:cDJ:5^f::^;4T'f#b*ifr;K'Jx 
Xx;H±SftS S14A<S<. f#btifc*S fiEffJfia 

[0005] 

[ll0^Mfi?*Lcfc3i:-r^Sil] 
[0006] 

[pffim*"r?)fctf)CD¥S] 



VU*»BI(Cfcl^r. COtttflgAxb 280 deg C (DS 
^T'/Sff^Lfc 5mm If ^CD^ff^tt^CD^— XA< 
20%lilT-efcy. A^O 290 deg C X^fSimLtz 
5mm I?<?^CDJ?Eff^t*;CO^— X*^ 10%i^T"Cfc-5 

-(!:^*#Slt-r^/-KUx;^x;u^l!MT*fc4o 
[0007] 

±tE<7)4#1±^}#07KUxx^;u^Bil±, 



[0008] 

[«Ba<Diitea>ff$®] 

^U-hA^b3S€)7K'Jxxx;u^a8§<!:lt, x^u 
>xu:7^b-h*i4^ 85 ^;u%^u±^t;j|tt 



disclosure, isimproved method which has been disclosed 
transparency by stipulating used proportion of antimony 
compound and phosphorus compound. 

But, transparency of hollow molded article from PET which is 
acquired with this method is not sufficient ones. 

In addition, using antimony trioxide^ phosphoric acid and 
sulfonic acid chemical compound, the continuous 
manufacturing method of polyester which is superior in 
transparency is disclosed in the Japan Unexamined Patent 
Publication Hei 10-36495 disclosure . 

But, polyester which is acquired with this kind of method 
thermal stability becomes bad, acetaldehyde content of hollow 
molded article which is acquired high and it is a problem. 

[0005] 

[Problems to be Solved by the Invention] 

this invention solves this kind of problem, molded article 
where transparency issuperior is acquired, at same time, 
inexpensive polyester resin is offered makes objective. 

[0006] 

[Means to Solve the Problems] 

these inventors, in order that above-mentioned problem is 
solved, resultof diligent investigation, arrived in this 
invention. 

Namely, as for polyester resin of this invention, haze of 
molded article of 5 mm thickness which from this resin 
formed with temperature of 280 deg C the antimony 
compound as catalyst in polyester resin where main repeat 
unit which is producedis ethylene terephthalate, being 20% or 
less , At same time haze of molded article of 5 mm thickness 
which formed with290 deg C is 10% or less and it is a 
polyester resin which is madefeature. 

[0007] 

polyester resin which has above-mentioned characteristic 
gives molded article^ especially hollow molded article where 
transparency^ and dimensional stability on heating are 
superior. 

[0008] 

[Embodiment of the Invention] 

You explain in detail below, concerning this invention. 

polyester resin where main repeat unit of this invention 
consists of ethylene terephthalate,with linear polyester resin 
which ethylene terephthalate unit 85 mole % or more is 
included, preferably 90 mole % or less, furthermore 
preferably 95 mole % or more is linear polyester resin which 
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[0009] 

v:7i:^-;u-4,4' -v:^;U;K> 

[0010] 
[0011] 

^mmit. ^'jx7.xyn»)iiA<iig6«ji-^!K$ 

[0012] 

A<i5^L/>xb:7^iu-hr'fcS;ff'jx7.T-;u^ 

BaT-fcoT. CajfitaiA^f) 280 deg C ©Sgl? 
fiEft^Lfc Smm Ji^<Z)B£}K{*(D'v— XA< 20%Jil 
T.5f*L<li 15%JUT. H(r»*L<l± 8%Ja 
TT*fcy.*^0 290 deg C roSST'fiEffJLfc 
Smm )l^(DfiElf$(*(D'^— XA< 10%JaT, Sf * 
L<li 9%lilT. SlC»*L<li 8%)ilTrfe-5C 
i:$!^ffli:-ri>7K'Jxx-r;u«flM-ea5-5. 

280 deg C (7)SS-e/iEff$UcJffiff$(*0'v-XA< 
20%Kl±-C% A^O 290 deg C 05jaST?fiejKLfc 

f&ui^o^-Xi^ io%ja±(D«*ii. 
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is included. 
[0009] 

You can list isophthalic acid. 2,6-naphthalenedicarboxyIic 
acid, diphenyl-4, 4&apos;-dicarboxyIic acid, diphenoxy 
ethane dicarboxylic acid or other aromatic dicarboxylic acid 
and its functional derivative^ p- hydroxybenzoic acid^ 
hydroxycaproic acid or other oxyacid and its functional 
derivative, adipicacid. sebacicacid. succinic acid, 
giutaric acid or other aliphatic dicarboxylic acid andits 
functional derivative ^ cyclohexane dicarboxylic acid or 
other cycloaliphatic dicarboxylic acid and its functional 
derivative etc as dicarboxylic acid which is used for 
thecopolymerization of aforementioned polyester resin. 

[0010] 

You can list diethylene glycol and alkylene oxide adduct or 
other aromatic glycol etc of trimethylene glycol, 
tetramethylene glycol . neopenty I glycol or other aliphatic 
glycol, cyclohexane dimethanol or other cycloaliphatic 
glycol, bisphenol A. bisphenol A as the glycol which is 
used for copolymerization of aforementioned polyester resin. 



[0011] 

Furthermore, trimellitic acid^ pyromellitic acid etc is listed 
as other copolymer component which consistof poly functional 
compound in aforementioned polyester resin, as acid 
component, it is possible, it can list glycerine, 
pentaerythritol etc in addition as glycol component. 

amount used of copolymer component which consists of these 
polyfunctional compound must be extent where polyester 
resin substantially maintains linear state. 

[0012] 

As for polyester resin of this invention, antimony compound 
with polyester resin where main repeat unit which is produced 
as catalyst is ethylene terephthalate, haze of the molded article 
of5 mm thickness which from this resin formed with 
temperature of 280 deg C 20% or less, preferably 1 5 % or 
less, furthermore being preferably 8 % or less , At same 
time haze of molded article of 5 mm thickness which formed 
with temperature of 290 deg C 1 0% or less, preferably 9 % 
or less, furthermore is preferably 8 % or less and it is a 
polyester resin which is made feature. 

haze of molded article which formed with temperature of 280 
deg C being20% or more, when haze of molded article which 
at same time formedwith temperature of 290 deg C is 10% or 
more, transparency of molded article whichis acquired 
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[0013] 

xU7^;uKi;>^^ui:x5^u>^fijzi-;uRt;/ 

<ti 1 fflcD^g^b^^fccfei; P it^^i 2 m 
\ii±{z^mLXmiBLs *f::XXTFMbSl£* 
fcl±xxx;u35glsa;:A<|IHMlc3^7^3b^b 

■ai^siciiF^-eic sb ^b^i^^asjtaLram 



*?,lz;Kyx;^x;uSfl!M(7)^J^Ta^ii:^*lJ:. 
[0014] 

fUBOxxxVU^bfilS. xXT^^uJSjfiSfB, J§ 



[0015] 

*^?«T*ffll^b4^SMg^b^!^. Ca^b^^^. Co 

it^^. Mn ^b^i^fccfct; zn it^mmmm 



[0016] 

Mg ^b^!|^3<i:Lri±. 7KS^bV^to>r^A. . K 
mmm^s A/h+-9--f KOcfc^^i: 

Ca <b^iKgi:LT(±. ^MitiiJl^i^^A, A^Mit 

[0017] 

Co <b^!|atLTIi.ftK3/^;uh(D<fc54c<a« 
;uh^0:&^^S, ^1b=i/N*;uh^<D^1b!fei. 
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becomes very bad. 
[0013] 

polyester resin of this invention, terephthalic acid and 
ethyleneglycol and/or third component reacting 
directly,removes water and esterification after doing, reacting, 
is produced the direct esterification^ or dimethyl 
terephthalate and ethyleneglycol and/or third component 
which do condensation polymerization under vacuum by 
transesterification method which removes methyl alcohol and 
does condensation polymerization after ester exchange and 
under vacuum, but With this production process from Mg 
compound. Ca compound. Co compound. Mn compound 
and Zn compound dividing metal compound and Pcompound 
of at least 1 kind which is chosen above twice, it adds, 
inaddition esterification or transesterification substantially 
from after ending adds Sb compound tobefore condensation 
polymerization and it can acquire by doing condensation 
polymerization. 

Furthermore increasing molecular weight of polyester resin, 
acetaldehyde content it ispossible to do solid phase 
polymerization in order to decrease. 

[0014] 

Stripe which it is good doing with batch equipment it is with 
continuous reaction device it is good doing aforementioned 
esterification reaction, transesterification. melt 
condensation polymerization reaction and solid phase 
polymerization reaction. 

[0015] 

If Mg compound. Ca compound. Co compound. Mn 
compound and Zn compound which are used with this 
invention are soluble compound in reaction system, all you 
can use. 

[0016] 

As Mg compound, you can list alkoxide etc like lower 
aliphatic acid salt, magnesium methoxide like the 
magnesium hydride. . magnesium oxide, magnesium 
acetate. 

As Ca compound, you can list alkoxide etc like lower 
aliphatic acid salt, calcium methoxide like the calcium 
hydride, calcium hydroxide, calcium acetate. 

[0017] 

As Co compound, you can list lower aliphatic acid salt, 
cobalt naphthenate. cobalt benzoate or other organic acid 
salt, cobalt chloride or other chloride, cobalt 
acetylacetonate etc like cobalt acetate. 
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[0018] 
[0019] 

^yyf^;uxxx;u. U>Kv>5^;uxxt;u. U 
>^^y:^^;uxxx;u. u:^Mv:^5^;uxxir 

>Kh'jxT;uxxx;u. ffi'j>KhU:^^7Uxx 
^u. :7xx— ;u7tvX7t^>^vy^;uxx^;u, y 

xx-yU7fxX7tx>KvX^;UXXx^U. 7xx— 
;U7rxX;f>>Kv37xx-;uxxx;H|t?fey. C 

[0020] 

hU7xx;u7>5^^>§l*<*lfbtL'5o 
[0021] 

it-k^s Mn ^b^J^UfccfcU: Zn {b^4^li. tK'Jx 
Xx;uatBM0Sitiaflr*d/^4^<i:*i 2 [2]ia±lc 

-*(D^^a*<^®®^^i:L-C7K'J^-l h> 
*0.03^;u^5.0^;u(Dt5H(c3B:4cfc5lcai»-r 



[0018] 

As Mn compound, you can list manganese acetate ^ 
manganese benzoate or other organic acid salt^ manganese 
chloride or other chloride^ manganese methoxide or other 
alkoxide^ manganese acetoacetonate etc. 

[0019] 

As Zn compound, you can list zinc acetate^ zinc benzoate or 
other organic acid salt^ zinc chloride or other chloride^ zinc 
methoxide or other alkoxide^ zinc acetoacetonate etc. 



You can list phosphoric acid^ phosphorous acid* 
phosphonic acid and those derivative etc as Pcompound 
which is usedwith this invention. 

It is possible to use, these with such as phosphoric acid* 
trimethyl phosphate ester, triethylphosphate ester* tributyl 
phosphate ester* phosphoric acid tri phenyl ester* 
monomethyl phosphate ester,dimethylphosphate ester, 
monobutyl phosphate ester* dibutyl phosphate ester* 
phosphorous acid* trimethyl phosphite ester, triethyl 
phosphite ester* tributyl phosphite ester* methylphosphonic 
acid* dimethyl methylphosphonate ester, ethyl phosphonic 
acid dimethyl ester, phenyl phosphonic acid dimethyl ester 
and phenyl phosphonic acid diethyl ester* phenyl 
phosphonic acid diphenyl ester with alone as embodiment, in 
addition to jointly use 2 kinds or more is possible. 



[0020] 

You can list antimony trioxide* antimony acetate* 
antimony tartrate* potassium antimony tartrate* antimony 
oxychloride* antimony glycolate* antimony pentoxide* 
triphenyl antimony etc as Sb compound which is used with 
this invention. 

[0021] 

In order Mg compound* Ca compound* Co compound* 
Mn compound and Zn compound which are used with this 
invention, with production process of polyester resin dividing 
at least above twice, to bedesirable, in addition content in 
produced polymer to add, to become rangeof 0.03 mole-S.O 
mole in polymer 1 ton as metal atom it adds. 



[0022] 

0) P IS^^(c3^-r«,7KU-7-cti(D Mg ^b^i^* Ca 
it^m. Co it^^. Mn ^b^l^fccfci; Zn it^ 



[0022] 

In order as for Pcompound which is used with this invention, 
with production process of polyester resin dividing at least 
above twice, to be desirable, toadd, 0.1-3.0 ranges ago as Mg 
compound* Ca compound* Co compound* Mn compound 
in polymer in addition for Patom in produced polymer and 
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ticD^it&sii^jttuT 0.1-3.0 ommizu 

[0023] 

Mg it^^sCa ^b^^.Co it^^.Mn it^ 

s^jt^ommmz^^iy^^iyiy^ti^jmrn 



[0024] 

Mg it^^. Cajb^l^. Co ^b^^. Mn it^^ 
fccfct; Zn ^b^!f^(D^JtlDM<D^»Jfl]^lt. in@ 



[0025] 



^tz't^'e^l Mg fc^ia. Ca Ib^ia. Co 1b^ 
453. Mn it^^tS^lf Zn ^b^l^O^to^lC^ 

m 1 [U g (D Mg it-^ms Ca^b^l^. Co ^b^!^. 
Mn^b^l^. Znjb^!t^fcJ:{/P^b^!|^a)^J)PB# 
mit. xxx;Hbfccki;xxx;u3^^Si5fl5$ 

m 2 l2lBJai^cDaJ»lll#»il4xxx;Mb*fcli 

[0026] 

**BB-efliffl^?+i4 sb it^mt.±f&n(^)^ 

*«eS<D7HUx;^x;i.tt}flg0;®|Siteglt, 
0.57'-0.90dl/g. ff*L<l± 0.58-^.88dI/g. ^ biC 
if *L<li 0.60M).85dl/g CDiBfflT*fc'5o 

0.57di/g KlTT'li. #b*lfcfi)cff$p°p^<7)ttlttM 
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total metal atomic ratio of Zn compound it adds. 
[0023] 

Dividing Mg compound. Ca compound. Co compound. 
Mn compound. Zn compound and Pcompound, when it 
executes production of polyester resin with batch system, in 
addition when it executes with continuous system by shifting 
addition time, it does method which it adds, by 
modifyingaddition site it is possible . 

When production of polyester resin is executed with 
continuous system, methodincreasing, at least of adding 
number of reaction kettle to 2 reaction kettle separately. With 
same reaction kettle providing addition position of 2 place or 
more at least separatelyin advance order of reaction, method 
of adding. In addition various methods such as reaction kettle 
and method which line mixing is doneis adopted for 
connecting part of reaction kettle. 

[0024] 

As for division ratio of addition quantity of Mg compound. 
Ca compound. Co compound. Mn compound and Zn 
compound, it isdesirable to designate addition quantity of first 
time as approximately 50%or less of total added amount, 
especially it is desirable to make 30% or less. 

[0025] 

As for division ratio of addition quantity of Pcompound, it is 
desirable todesignate addition quantity of first time as 
approximately 50% or less of the total added amount, 
especially it is desirable to make 30% or less. 

In addition respective Mg compound. Ca compound. Co 
compound. Mn compound and adding after adding Zn 
compound aredesirable. 

Mg compound. Ca compound. Co compound. Mn 
compound . Zn compound of first time eye and addition time 
of Pcompound are goodeven before or reaction midway 
csterification and transesterification and, it is goodeven after 
ending, but addition time after second csterification or 
transesterification middle orafter ending is desirable. 

[0026] 

In order content in produced polymer to become range of 0. 1 - 
2.5 mole in polymer 1 ton as metal atom, it adds Sb 
compound which is used with the this invention. 

intrinsic viscosity of polyester resin of this invention 0.57 - 
0.90 dl/g. preferably 0.58M).88 dl/g. furthermore isrange 
of preferably 0.60M).85 dl/g. 

0.57 With dl/g or less, molded article or other mechanical 
property which is acquired is bad. 
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[0027] 

1.5-5.0 »*UI± 1.6-4.5 jgl:: 
»*L<ii 1.7-4.0 ^;u%-e&^o 

vX9^U>yij=3-;ua*< 1.5 =E)V%)>JiT(Dm 

*fcvx^u:/>f ij3-;ugA< 5.0 ^ ;u%Bi±(7) 

TL. mh>tifzm^&(Dmmm<is.TL. ^tz 



[0028] 

*5SBj(D,-Kijx;^x;u^Bg07-lrhT;u 
xtK#ai± lOppm iUT. »*L<I* 8ppm W 
T. MfCtf*L<(t 5ppm KJlTT'fc'&c 

7-feh7^UxtK^»A< lOppm iU±CDii^(t. 
ca)7KUxXx;H^SMA>?>JiltffJ$*ifc§ISip(D 

[0029] 

*ie?S(7)7K';xxx;H»)i§(DIitt 3 fitt: 
(O^^ilt 0.35 aS%iUT. »*L<(i 0.33 M 
fi%JaT. $blC»*L<l*0.32«»%JaT-eifc 

So 

*«?S<D7KUx;^^;^tt}Bi;^)^biH^14cO*^ 

m^nof}^. ^tt 3 M<*co^^gA< 0.35 mm% 

'jd^-nmf3<M^\zmix\u mhtitztp^m 
B&momBmmmzmtt^o 



[0030] 

-m\zfiimt^ztt<ib^^o 
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In addition, when it exceeds 0.90 dl/g, resin temperature 
becoming high whenmelting, with such as molding machine 
thermal decomposition becomes extreme, free low molecular 
weight compound whichcxcrts influence on fragrance 
retention increases, or other problem which molded article 
colors to yellow happens. 

[0027] 

In addition, diethylene glycol quantity which forms polyester 
resin of the this invention 1 .5 - 5.0 mole %^ preferably 
1 .6-4.5 mole of glycol component furthermore is 
preferably 1.7-4.0 mole %. 

When diethylene glycol quantity is 1.5 mole % or less, 
because crystallization rate becomesquick, transparency of 
molded article which is acquired becomes bad. 

In addition when diethylene glycol quantity is 5.0 mole % or 
more, glass transition temperature of polyester resin 
decreases, heat resistance of molded article which is 
acquireddecreases, in addition because thermal stability is 
bad, when forming the increased weight of acetaldehyde 
content becomes with large, gives adverse effect to fragrance 
retention. 

[0028] 

In addition, acetaldehyde content of polyester resin of this 
invention 10 ppm or less^ preferably 8 ppm or less* 
furthermoreis preferably 5 ppm or less. 

When acetaldehyde content is 10 ppm or more, flavor of 
container or other contents which formed fromthis polyester 
resin and such as is ill-smelling becomes bad. 

[0029] 

In addition, content of cyclic trimer of polyester resin of this 
invention 0.35 weight % or less, preferably 0.3 3 wt% or 
less, furthermore is below preferably 0.3 2 wt%. 

When hollow molded article etc of heat resistance it forms 
from polyester resin of this invention,thermal processing is 
done inside heating mold, but when content of cyclic trimer 
0.35 weight % or more it contains, oligomer deposit to 
heating mold surface increasessuddenly, hollow molded 
article or other transparency which is acquired deteriorates 
very. 

[0030] 

As for polyester resin of this invention, forms is possible to 
hollow molded article, flim. sheet etc with melt molding 
method which is used generally. 

When hollow molded article is produced, from polyester resin 
of this invention, hollow molded article which is superior in 
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[0031] 

ItttifiKff^li. -fiaiCJfi?] 265-^1^ 300 deg C (Dtt 
ffiSS. m 70kg/cm' OltttEAT'HiS 



/^'yj^mom^itm so-m m deg c iz^t^ 



210 deg c \zxm^yo-f&mL. ^^ii^vmo.S'- 



Sfff&i^l±.iiS.«Sf:^ffi]fc 1.3^3.5 f§.S^ 

[0032] 



[0033] 

immmi 

A^**WI4c:(D||Jfe<5!llz|l^$^i^ta)-C(*)& 



[0034] 

i)tiRI*Se(iV) 
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transparent, heat resistance is made making use of hot 
parison method or the cold parison method or other method of 
public knowledge it is possible . 

[0031] 

When hollow molded article is produced making use of 
polyester resin of this invention, the premolded article it 
forms with injection molding first, drawing blow molding 
does this next andforms in bottle. 

Approximately injection temperature^ of 265 - 
approximately 300 deg C approximatelyit executes injection 
molding, generally with injection pressure of 30 - 
approximately70 kg/cm^, premolded article forms. 

thermal processing doing mouth part of this premolded 
article, crystallization it does. 

premolded article which it acquires in this way is cooled, in 
case of the cold parison method in order approximately 
preheating to do in 80, - approximately 120 deg C in addition 
in case of hot parison method approximately to become 80- 
approximately 120 deg C. 

In blowing mold approximately drawing blow molding it does 
this premolded article with 120, -approximately 210 deg C 
approximately 0.5 - approximately 30 second thermal 
processing does next. 

As for draw ratio, it is good usually, in machine direction 2 - 
6 -fold tomake 1.3 - 3.5 times* circumferential direction. 

[0032] 

In addition, uses polyester resin of this invention,* one for 
laminate* multilayer hollow molded article of the film of 
different kind for also laminated film and laminated sheet* 
metal plate is possible. 

It is possible to combine nucleating agent* stabilizer* 
antistatic agent* colorant* ultraviolet light blocking agent* 
antioxidant* lubricant* mold release or other various 
additive of according to need public knowledge to the 
polyester resin of this invention. 

[0033] 

[Working Example(s)] 

Below this invention is explained concretely with Working 
Example , but this invention is not something which is limited 
in this Working Example. 

Furthermore, measurement method of main property value is 
explained below. 

[0034] 

1) intrinsic viscosity (IV ) 
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l,l,2,2--Th^^P;i/X^>/37x/-;U(2:3 fiS 
Jt)ffi^iSJ«* 30 deg C r(D5§ja«iSA^b*tf) 

[0035] 

-f-fCcfctJ DEG SSL. Ja-;nS^> 

[0036] 

3) 7-trh7;L.7^tK^ft(iaTrAA ^aJ<!:l^5) 

tsjii^L/^>his*4/^®7K=ig/2nii ^mmm^L 

tz:b^'yXT>Z^MzXtiX±^^^^L. 160 

deg c -e 2 mstAamm^fjiK }%m'^^ai}& 
:7>r-r*ailSUl)t^ ppm v^TskUzo 

[0037] 

4) 7KUxXx;U8})ig0Stt 3 fitt:#ft 
[0038] 

5) ^-X(ilS%) 
[0039] 

6) /iE}[^«:a)J«fl5 

M-lOO WaifS5f^«l(Cj:y, vU>4<'-~Sj£ 280 
deg C(7n*v/^-TI4 250 deg C)(C*St\T. 10 

deg c \z)%mLtzmtw-m^mvf&mu 

v'J>y-SS 290 deg dt-V/ ^—T\t 250 deg 
C)T'<7)fS<tfi£ff^<*t,l^4$lzLTI«ff^-r'So 

Za)$9ii^mm\t 2. 3. 4. 5. 6. 7. 8. 9. 
10, 1 Imm Om^Offy 3cm x ^ 5cm flOJigJBte 



1,1, 2 and 2 -tetrachlorocthane/pheno! it sought from solution 
viscosity with 30 deg C in (2: 3 weight ratio ) mixed solvent. 

[0035] 

2) diethylene glycol content (Below [It disassembled you call 
DEG content J) with methanol quantification it did DEG 
amount with gas chromatography , it displayed with relative 
(mole % ) for the total glycol component. ]) 

[0036] 

3) acetaldehyde content (Below "AAcontent " with you say) 

Inserting resin pellet sample/distilled water=lg/2 ml in glass 
ampoule which nitrogen substitution is done, melt sealing 
itdid upper part, did 2 hours extraction with 160 deg C, after 
cooling measured the acetaldehyde in extracted liquid with 
high sensitivity gas chromatography and indicated 
concentration with the ppm. 

[0037] 

4) cyclic trimer content of polyester resin 
It melts resin pellet sample in 

hexafluoroisopropanol/chloroform mixed solution, it dilutes 
furthermore including the chloroform. 

polymer after precipitating, is filtered in this including the 
methanol. 

evaporating and drying to solid it did filtrate, made constant 
volume with dimethyl formamide,quantification it did with 
liquid chromatography method . 

[0038] 

5) haze (haze% ) 

You use molded sheet of 5 mm thickness from 
below-mentioned step attaching molded article, you measure 
to making use of —X meter Nippon Denshoku Kogyo K.K. 
(DB 69-244-3708 ) make. 

[0039] 

6) Formation of molded article 

Regarding to cylinder temperature 280 deg C (Under hopper 
250 deg C ) polyester resin which it dries Meiki Co. Ltd. (DB 
69-073-1 195 ) makewith M-lOO injection molding machine , 
it forms with step attaching platelet mold which it cooledin 10 
deg C, obtains step attaching molded article (cycle thyme 70 
second ). 

With cylinder temperature 290 deg C (Under hopper 250 deg 
C ) it forms with also step attaching molded article assimilar. 

As for this step attaching molded article 2, 3, 4, 5, 6, 7, 8, 9 
and 1 0, beingsomething which provides molded sheet of 
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t:MWLmzWi^tzt<DX\ 1 liroSilil^ 146g 



5mm II^^<DjSffJffi$'S-X(ag%)jMSlC<a 
[0040] 

t? 25 deg C Vm^t^, 
[0041] 

(Site^i I) 

!l4ttiiaj3J:t;±fi!c!|«!IISytiiLn^lSltfcm 2 



*<SS-f-5S'^,TPA ICjPf-r^ EG (D^;UJt 
1.7 l::llSLfc TPA O EG y^'^'J-imt^tfylz 

llB#ic TPA <D EG x^'j-tti&a ti±»jrottJ& 

□ «kyfti?-7y^o>.t7A 4 TKft^O) EG 

T 0.33 ^;K4fi£;Kyxx-r;u^l!glcJ4L-C$t) 
8ppm)i:^i:-5J:dlcjl^fl<]|ctt$gL. «ElwT¥ 
i$l»SB$rBl 4 ^rH. ;gJS 255 deg C T?Sl£*1+ 

2 x^T^yujbsjBgaom 1 eaic«j&L. m 

2 «§ J:yiii|ifi(](::IDiytljLfr. 



[0042] 

B 1 *ii©AP«!l©ttSSPJ;y^Iilc7Hyx;^-r 
/U«JI!g 1 h>Sfcy P IS^-tLT 0.33 ^;k$5 
10ppm)ttfSJ;5ft*(Dy>®<D EG j^iS. ^ 2 
H i 0) A □ fii|(D«t$& P <fc y ±fiE7tf' Jx;^7^;HI} 

flg 1 h>afcy Mg m=f-tLx 0.91 
22ppm)t^cScJ:3^^«a)»i{v^f;}'o>'i;A 4 * 

fatico EG jgii^fe^J::;^ 2 ff §<7)4>ffli^B0) 
ttSSP J:y^Ji!c'-Kyx^T^;u<aSH 1 h^Sfcy P 
B-T-tLTO.ei ^;U(i^ 19ppm)i:^C.5<fc3''d:acD 
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approximately 3 cm X approximately 5 cm square of 
thickness of 1 1 mm for stepped state, as for weight of 1 they 
arc approximately 146 g. 

Cutting molded sheet of 5 mm thickness in haze (haze% ) 
measurement, you use. 

[0040] 

7) density of polyester resin pellet 

With density gradient tube of carbon tetrachloride/n-heptane 
mixed solvent it measures with 25 deg C, 

[0041] 

(Working Example 1 ) 

As esterification equipment, first esterification reaction device 
which provides stirrer^ separator^ raw material inlet and 
product removal port,it divided inside reaction kettle into 2 
tanks and stirrer attached oneach reactor, 3 -stage where it 
consists of second esterification reaction device 
whichprovides separator^ raw material inlet and product 
removal port it used continual esterification reaction device of 
fully stirred tank type. 

To system where reaction product inside that first 
esterification reaction device, exists, the EG slurry of TPA 
which was adjusted mole ratio 1.7 of EG for die TPA was 
supplied to continuous. 

In order 0.33 mole (Vis-a-vis produced polyester resin 
approximately 8 ppm ) with to become simultaneous with EG 
solution of magnesium acetate tetrahydrate as produced 
polyester resin per ton Mg atom from another supply port 
from EG slurry feed opening of TPA, it supplied to 
continuous, with ambient pressure reacted with average 
residence time 4 hours, temperature 255 deg C. 

To continuous removing this reaction product to outside the 
system, it supplied to the first tank eye of second 
esterification reaction device, removed from second tank eye 
to the continuous. 

Transport to second tank eye adopted overflow system from 
first tank eye. 

[0042] 

As produced polyester resin per ton Patom from supply port 
of inlet side of first tank eyeO.9 1 mole (Approximately 22 
ppm ) with, as produced polyester resin per ton Patom from 
EG solution of the magnesium acetate tetrahydrate of kind of 
quantity which becomes and supply port of intermediate 
position of second tank eye 0.33 mole (Approximately 10 
ppm ) with, as produced polyester resin per ton Mg atom from 
the supply port of inlet side of EG solution, second tank eye 
of phosphoric acid of kind ofquantity which becomes 0.61 
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u>S(7) EG m^&^mm^izmmu ^mzx 

^mOW-i^^^mS 2.5 ^r^. SJt 26O deg c 



[0043] 

xxx;HbSJC!|«3a)$ltiiEgi::jiigg*tLfc« 

1 Sb S^tLT 1.6 ^^KS^J 195ppni) 

tU^^otj:m(D^MitT>^'E:y(D EG 

xx7^;nbsi£^i?ici^3icflt$&L. mtiomm 

««S^fij£ga-e$5l 270 deg C. METfcSflg 



»?>tLfc PET «tSi<D IV (* 0.53 T*fcofco 

^).mmnm^TVlfy205 deg CT*@ffl«^L 

»e>*i/c PET HtfliO IV 0.74. DEG ^aii 
2.6 ^ AA ^Mli 3.2ppm. ^tt 3 Mf*-^ 
*(±0.33 SM%. SJtIi 1.400gW Vh-otzo 



[0044] 

tfbixfc PET ^Bg^|flfB(7):^?S fZcfcy 280 deg 
C fccfct; 290 deg C T'^ff^Lfc 5mm H^OiSff^ 
^fiCD^— Xl±. -t^i-f 4X 4.9%i: 3.8%T?affr- 

Wbiifc PET mm^mm^^i^mi^tz^m?^ 

cfcy<aa§SJg 290 deg C T'Tf' j:7;^~A^fiE»^L 

ha© LB-oi mwzfo-mmm:mi^x 2 

Wyo-mmL. ?I^S!^$^J 140 deg C ICSSL 
tz^mP^X 5 m^^m^Ls 1500ml 



[0045] 
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mole (Approximately 19 ppm ) with, it added EG solution of 
phosphoric acid of kind ofquantity which becomes to 
continuous, with ambient pressure reacted with the average 
residence time 2. 5 hours, temperature 260 deg C of each 
tank. 

[0043] 

Next, from second esterification reaction device it removed 
esterification reaction product to continuous,2 -stage where 
stirrer, separator, raw material inlet and product removal 
port are provided it supplied to the continuous in continuous 
condensation polymerization reactor. 

1.6 mole (Approximately 195 ppm ) with, EG solution of 
antimony trioxide of kind of quantity which becomes was 
supplied to esterification reaction product from condensation 
catalyst supply pipe whichis connected to transport pipe of 
esterification reaction product, as produced polyester resin per 
ton Sb atom, withaforementioned continuous condensation 
polymerization reactor condensation polymerization was done 
under approximately 270 deg C. vacuum. 

IV of PET resin which it acquires was 0.53. 

This resin it continued and sent to continuous solid phase 
polymerization equipment, under nitrogen atmosphere the 
solid phase polymerization did with approximately 205 deg C. 

As for IV of PET resin which it acquires 0.74, as for DEG 
content as for 2.6 mole %. AAcontent as for 3.2 ppm. cyclic 
trimer content as for 0.33 wt%. density they were 1 .400 
g/cm^. 

[0044] 

280 deg C and haze of molded sheet of 5 mm thickness which 
formed with 290 deg C 4.9% were satisfactory respectively 
with 3.8% PET resin which itacquires with aforementioned 
method . 

It dried PET resin which it acquires with dryer which uses the 
nitrogen stream, preform it formed with resin temperature 290 
deg C Meiki Co. Ltd. (DB 69-073-1 195 ) make with the 
M-lOO injection molding machine . 

mouth part o'f this preform biaxial drawing blow molding it 
did with mouth part crystallization equipment of homemade 
after thermal crystallization , making use of Krupp Corpoplast 
Maschinenbau GmbH (DB 31-679-2027 ) supplied LB-01 
drawing blowing molding machine, 5 second heat-set it 
didinside mold which continuously is set to approximately 
140 deg C acquired hollow molded container (shank part 
average thickness 0.4 mm ) of 1500 ml. 

haze of shank part was 1 .6% satisfactory. 

[0045] 
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(OmM-^^f^^i^'^A 4 TkfQifeia) EG ^ I 

miii 1 h>af:y P m=?-tLX 0.39 ^;U($<) 
12ppm)<!:'S^.fc5'Jj:M(D'J>^(D EG JgJS, m 2 

ti i <o A □ p * y ^j«;Ky xx-r 

fli 1 h>^fcy Mg HT-tLT 0.45 =BMm 

atio EG jgiSfccfcz/m 2 nifD^Pamao) 
^$&p J;y^fi)t^°yxx7^;u8jji 1 h>^fcy p 

H^-tLT 1 . 16 ^ ^KiKl 36ppm)i:!5i:^i Jja^fJia) 
U>K<o EG »j«$JS«Ml:^toLTxxT-;u 



^n^X\ mmm l <!:ll^ro:^;iT'^fi£;KUxx 
'r)\^mn 1 h>^fcy Sb Jl^tUr 1.5 =EMffy 
183ppm)i:!EC-5J:5'ttacO = e^b7'>5^*>a) 
EG ?gjift*xxx;MbSl£4fiE!B3l;ttl&LTa 

l#P>tlfc PET StfliOD IV I* 0.54 -efcofco 

y> ^mnm^TX'H} 205 deg C T*@ffl«^L 

^l^iXtz PET «tSiO IV (i 0.75, DEG ^ftl* 
3.0 AA ^»(4 3.6ppm. Utt 3 

SliO.32 SJtIi 1.400g/cin' "Cfe-pfc. 



[0046] 

»C)*i,fcPETffli!i$«trta<D:^j£i;j:y 280 deg 

C 290 deg C TJfiRJKLfc 5mm H^COfiKlK 

PET mm^mm^^^mi^tzHmn 

J:y^8iS)g 290 deg C xy)y^-A^jS.mL 

httSi LB-01 m»:fa-fAmmimi^x 2 Ms 

#^P-»a}^L, 140 deg C ICRSL 
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(Working Example 2 ) 

Same equipment as Working Example 1 was used, addition 
quantity of metal compound and otherthan modifying addition 
position, esterification reaction and melt polymerization were 
executed with Working Example 1 and identical condition. 

As produced polyester resin per ton Mg atom from supply 
port of inlet side of first tank eyeof second esterification 
reaction device 0.39 mole (Approximately 12 ppm ) with, as 
produced polyester resin per ton Mg atom from supply port of 
inlet side of EG solution^ second tank eye of phosphoric 
acid of kind ofquantity which becomes 0.16 mole 
(Approximately 4 ppm ) with, as produced polyester resin per 
ton Patom from supply port of intermediate position of EG 
solution, first tank eye of magnesium acetate tetrahydrate of 
kindof quantity which becomes 0.45 1.16 mole 
(Approximately 36 ppm ) with, adding EG solution of 
phosphoric acid of kind ofquantity which becomes to 
continuous mole (Approximately 1 1 ppm ) with, as produced 
polyester resin per ton Patom from EG solution of magnesium 
acetate tetrahydrate of kind of quantity whichbecomes and 
supply port of intermediate position of second tank eye 
esterification reaction it did. 

Next, 1.5 mole (Approximately 183 ppm ) with, supplying EG 
solution of antimony trioxide of kindof quantity which 
becomes to esterification reaction product with method which 
issimilar to Working Example 1 as produced polyester resin 
per ton Sb atom, it executed condensation polymerization. 

IV of PET resin which it acquires was 0.54. 

This resin it continued and sent to continuous solid phase 
polymerization equipment, under nitrogen atmosphere the 
solid phase polymerization did with approximately 205 deg C. 

As for IV of PET resin which it acquires 0.75, as for DEG 
content as for 3.0 mole %. AAcontent as for 3.6 ppm. cyclic 
trimer content as for 0.32 wt%. density they were 1 .400 
g/cm\ 

[0046] 

280 deg C and haze of molded sheet of 5 mm thickness which 
formed with 290 deg C 4.2% were satisfactory respectively 
with 3.5% PET resin which itacquires with aforementioned 
method . 

It dried PET resin which it acquires with dryer which uses the 
nitrogen stream, preform it formed with resin temperature 290 
deg C Meiki Co. Ltd. (DB 69-073-1 195 ) make with the 
M-lOO injection molding machine . 

mouth part of this preform biaxial drawing blow molding it 
did with mouth part crystallization equipment of homemade 
after thermal crystallization , making use of Krupp Corpoplast 
Maschinenbau GmbH (DB 31-679-2027 ) supplied LB-Ol 
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fc^Urtr- 5 mS^M^L. 1500ml <D^^f& 



[0047] 



(itmm 1) 



1 2 [H]lc^^illLT35ilDL-Cl^4U>IS 

]5te<^j 1 m-^i^vmi^^iniKiv t< 0.53 



-^n-vmmm^u iv *< 0.73. deg 

2.9 ^ AA 3.5ppm. ^tt 3 *(*^ 

*A< 0.33 Sa%. ^jt A< 1.399g/cm' 0 PET 

5. 35.8%fc<fcO: 28.7%i:;§5;!)Nofco 



1500ml a>+^§S^f#fco 
[0048] 

[ISB^CO^S] 



drawing blowing molding machine, 5 second heat-set it 
didinside mold which continuously is set to approximately 
140 deg C acquired hollow molded container (shank part 
average thickness 0.4 mm ) of 1500 ml. 

haze of shank part was 1.3% satisfactory. 

[0047] 

(Comparative Example 1 ) 

Dividing into twice with Working Example I, in firet 
esterification equipment, in additiondividing antimony 
trioxide of total amount and Working Example 1 and same 
amount of the phosphoric acid which it has added into twice 
with Working Example 1, it added the total amount of 
magnesium acetate which it has added to first tank eye of 
second esterification equipment,did condensation 
polymerization with Working Example 1 and identical 
condition, IV acquired 0.53 prepolymer. 

This solid phase polymerization it did with identical condition 
making use of same solid phase polymerization equipment as 
Working Example 1, IV 0.73, DEG content 2.9 mole 
AAcontent 3.5 ppm^ cyclic trimer content 0.33 wt%^ 
density acquired PET resin of 1.399 g/cm^ . 

It formed in same way as Working Example 1, when haze was 
measured,35.8% and 28.7% it was high. 

To similar to Working Example 1, hollow container of 
average thickness 0.4 mm^ 1500 ml wasacquired. 

shank part haze of this container 5.3% was high, transparency 
was defect. 

[0048] 

[Effects of the Invention] 

With inexpensive, you can use polyester resin of this 
invention, profitably as theformation item where transparency 
and dimensional stability on heating are superior. 
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